The asymmetric synthesis of amines has received considerable attention in recent years because nitrogen-containing molecules are ubiquitous components of biologically active compounds. 1 Adding a nucleophile to enantiomerically pure N-tert-butanesulfinimines is one of the most commonly used methods for the asymmetric synthesis of amines. 2 In particular, adding organometallic reagents to N-sulfinimines usually leads to the synthesis of amine products in good yields and diastereoselectivities. Furthermore, the tert-butanesulfinyl chiral auxiliary can be removed easily under acidic conditions, giving the corresponding chiral primary amines. However, the disadvantage of using organometallic reagents such as Grignard or organolithium reagents is their poor functional group tolerance. Recently, Ellman and co-workers reported the MgCl 2 -enhanced addition of benzyl zinc reagents to Ntert-butanesulfinimines, obtaining good yields, diastereoselectivities and better functional group tolerance. 3 However, to our knowledge, the addition of organometallic reagents bearing a nitro group to N-tert-butanesulfinimines has never been described, probably due to the difficulty of generating organometallic nitro compounds. 4 Tetrakis(dimethylamino)ethylene (TDAE) is an organic reducing agent that reacts with halogenated derivatives to generate a carbanion under mild conditions. 5 Since 2003, our research has focused on developing original synthetic methods using TDAE methodology in medicinal chemistry. 6 Recently, we reported the application of our TDAE methodology to the diastereoselective addition of p-nitrobenzyl chloride to a variety of enantiopure (R)-N-tert-butanesulfinimines, producing chiral amines in good yields and diastereoselectivities. 7 As part of our research program on new bioactive compounds, 8 we report herein the diastereoselective synthesis of chiral amines through the addition of either o-nitrobenzyl chloride (1) or 4-[4-(chloromethyl)phenyl]-1,2-dimethyl-5-nitro-1H-imidazole (4) to enantiopure (R)-Ntert-butanesulfinimines using TDAE. First, to compare the influence of an ortho substituent with that of a para substituent on the benzyl chloride system, the commercially available 1 was used in the reaction with sulfinimines 2a-g in the presence of TDAE at -20°C for one hour, followed by 20 hours at room temperature. Under these conditions, a variety of N-tert-butanesulfinylamines were obtained in good yields (52-66%) and with good diastereoselectivities (from 83:17 to 89:11). The results are summarised in Table 1 . Sulfinimines with para-, meta-, and ortho-substitution were all well tolerated and, encouragingly, the substituents did not affect diastereoselectivity (entries 1-6). Interestingly, the use of heteroaro- matic imine 2g allowed the formation of the corresponding amine 3g in good yield and diastereoselectivity (entry 7).
To extend the scope of the reaction to other benzyl chloride derivatives containing a nitro group and because the 5-nitroimidazole moiety is well known to exhibit a wide spectrum of anti-infectious activity, 9 we then performed the reaction between 4 and various enantiopure (hetero)aromatic N-sulfinimines 2a, 2d-e, and 2g-k. In the presence of TDAE, the corresponding amines were obtained in moderate to good yields (41-78%) and good diastereoselectivities (from 82:18 to 89:11), as shown in Table 2 . Reactions with electron-poor aromatic imines produced good yields and good diastereoselectivities (entries 1-3 and 5-6). The diastereoselectivity obtained with the unsubstituted imine 2j was still good but, as expected, the yield was slightly diminished (entry 7). The electronrich imine 2k, with a methoxy substituent, also gave good diastereoselectivity, and 44% yield was obtained by using imine 2k (1 equiv), chloride 4 (3 equiv), and TDAE (3 equiv; entry 8). Again, it is interesting to note that the use of heteroaromatic imine 2g allowed the formation of the corresponding amine 5g in good yield and diastereoselectivity (entry 4). It should be noted that a bis-heteroaromatic compound such as the latter would be very difficult to synthesise by using organometallic chemistry.
The absolute configuration of the major diastereoisomer was assigned as R,R by analogy with our previous communication. 6 In summary, a mild and metal-free diastereoselective synthesis of N-tert-butanesulfinylamines was developed by using a TDAE strategy. The tolerance of nitro groups proved that this method is a good alternative to the use of organometallic reagents to prepare enantiopure amines containing nitro substituents.
All chemicals and reagents were purchased from commercial suppliers. Melting points were determined with a Büchi melting point B-540 apparatus and are uncorrected. 
General Procedure
To a stirred solution of N-sulfinimine 2 (0.24 mmol) in anhydrous DMF (1 mL) at -20°C was added TDAE (0.2 mmol) followed by dropwise addition of a solution of 1 or 4 in anhydrous DMF (1 mL). The solution was vigorously stirred at -20°C for 1 h and then maintained at r.t. for 20 h. H 2 O (5 mL) was added and the aqueous solution was extracted with CH 2 Cl 2 (3 × 15 mL). The combined organic layer was washed with H 2 O (20 mL) and dried over MgSO 4 . Evaporation of the solvent furnished the crude product, which was purified by silica gel chromatography to give the two diastereoisomers of amine products 3 or 5.
(R)-N-[1-(4-Nitrophenyl)-2-(2-nitrophenyl)ethyl]-2-methylpropane-2-sulfinamide (3a)
Eluent: EtOAc-PE (6:4 → 1:0). Major diastereoisomer (R,R).
Yield: 52 mg (66%); yellow solid; mp 152-154°C. , 1 H), 7.73-7.66 (m, 1 H), 7.48-7.28 (m, 5 H N-{2-[4-(1,2-Dimethyl-5-nitro-1H-imidazol-4-yl)phenyl]-1-(4-nitrophenyl) 159.7, 148.3, 143.5, 143.2, 139.0,  130.1, 129.6, 129.39, 129.37, 119.5, 113.4, 112.9, 60.7, 56.1, 55.2 
(R)-N-[1-(2-Nitrophenyl)-2-(2-nitrophenyl)ethyl]-2-methylpropane-2-sulfinamide (3c)
Eluent
HRMS (ESI): m/z [M + H]

(R)-N-[1-(4-Cyanophenyl)-2-(2-nitrophenyl)ethyl]-2-methylpropane-2-sulfinamide (3e)
